As transport properties of doped ceria electrolytes depend significantly on the nature of the dopant and the defectivity, the design of new materials and devices requires proper understanding of the defect structure. Among lanthanide dopants, Yb shows some peculiar characteristics that call for a possible different defect structure compared to Gd and Sm conventional dopants, which could be linked to its poorer performance. For this purpose, we combine synchrotron and neutron powder diffraction exploiting the Rietveld and Pair distribution Function. By increasing its concentration, Yb produces qualitatively the same structural distortions as other dopants, leading to a domain structure involving the progressive nucleation and growth of nanodomains with a Yb 2 O 3 -like (C-type) structure hosted in a fluorite CeO 2 matrix. However, when it comes to growing the C-type nanodomains into a long-range phase, the transformation is less pronounced. At the same time, a stronger structural distortion occurs at the local scale, which is consistent with the segregation of a large amount of oxygen vacancies. The strong trapping of V O s by Yb 3+ explains the poor performance of Yb-doped ceria with respect to conventional Sm-, Gd-, and Y-doped samples at equal temperature and dopant amount.
Introduction
Pure and doped cerium oxides have high catalytic oxygen exchange and charge transport properties. When doped with lower valent cations (e.g., trivalent rare earth cations, RE 3+ ), Ce reduction is depressed and oxygen vacancies (V O s) are formed proportionally to the amount of RE dopant, giving Ce 1−µ RE µ O 2−µ/2 . Consequently, significant ionic conductivity is promoted, already at low temperature (500-700 • C) [1] . This allows doped ceria to be used as an electrolyte for solid oxide full cells. Since doped ceria exhibits ionic conductivity properties that are even greater than those of yttria-stabilized zirconia, nowadays it is being investigated and tested for application in low-temperature devices [2] .
The transport properties of doped ceria depend significantly on the nature of the dopant, morphology, and defectivity [1] . Therefore, the design of new materials and devices requires proper understanding of the defect structure of the electrolyte. A number of reports and reviews exist about the description of defect structure in doped ceria [3] [4] [5] . It is nowadays accepted that the V O s formed
Results and Discussion

Long-Range Structure
CeO 2 exhibits fluorite structure, space group Fm-3m with both Ce (4a, 0, 0, 0) and O (8c, 1 4 , 1 4 , 1 4 ) in special position sites. Doping is accounted for by sharing the cation site and by randomly distributing V O s at the O site. Yb 2 O 3 , like other rare earth sesquioxides, at ambient conditions has C-type structure, space group Ia-3, with the cations split in two sites, Yb1 (8b, 1 4 , 1 4 , 1 4 ) and Yb2 (24d, x~0, 0, 1 4 ), and O ions slightly out of special position (48e x~3/8, y~1/8, z~3/8). Partial substitution of Ce for Yb leads to occupation of the O2 site (16c, x~3/8, x, x). C-type is closely related to fluorite. It can be described as a distorted fluorite where the ordering of V O s produces the doubling of cell axis (hence the occurrence of superstructure peaks in the diffraction pattern) and the shift of atomic coordinates described above. Especially in the case of X-ray, the value of the x coordinate of the M2 site (M = Ce, dopant) can be interpreted as the degree of C-type distortion: Only when x(M2) = 0, the atomic (cation) structure is fluorite; otherwise, the larger the shift of x(M2), the larger the C-type distortion. Figure 1a displays the experimental XRPD patterns for different Yb content. Three main effects appear with increasing the amount of Yb. First, the shift towards high-Q of Bragg peaks, consistent with lattice shrinkage. Second, superstructure peaks evidence C-type ordering, as highlighted in Figure 1b . The (413) reflection is already observed for Yb375, even though with small intensity and large broadening, about four times broader than structure peaks. This phenomenon, consistent with the existence of anti-phase boundaries due to the nucleation and growth of C-type nanodomains starting on different sites, is consistent with the hierarchical structures already observed for Y, Gd, and Sm and described as C* [23] [24] [25] . Lastly, x(M2) is very close to 0 (−0.003), indicating that only a slight C-type distortion occurs. For Yb500, a full C-type structure is obtained. of Ce for Yb leads to occupation of the O2 site (16c, x ~ 3/8, x, x). C-type is closely related to fluorite. It can be described as a distorted fluorite where the ordering of VOs produces the doubling of cell axis (hence the occurrence of superstructure peaks in the diffraction pattern) and the shift of atomic coordinates described above. Especially in the case of X-ray, the value of the x coordinate of the M2 site (M = Ce, dopant) can be interpreted as the degree of C-type distortion: Only when x(M2) = 0, the atomic (cation) structure is fluorite; otherwise, the larger the shift of x(M2), the larger the C-type distortion. Figure 1a displays the experimental XRPD patterns for different Yb content. Three main effects appear with increasing the amount of Yb. First, the shift towards high-Q of Bragg peaks, consistent with lattice shrinkage. Second, superstructure peaks evidence C-type ordering, as highlighted in Figure 1b . The (413) reflection is already observed for Yb375, even though with small intensity and large broadening, about four times broader than structure peaks. This phenomenon, consistent with the existence of anti-phase boundaries due to the nucleation and growth of C-type nanodomains starting on different sites, is consistent with the hierarchical structures already observed for Y, Gd, and Sm and described as C* [23] [24] [25] . Lastly, x(M2) is very close to 0 (−0.003), indicating that only a slight C-type distortion occurs. For Yb500, a full C-type structure is obtained. Based on the changes in long-range structure, the solubility limit of Yb in ceria can be estimated around 0.35, though more compositional points could be taken to increase accuracy. At the same time, as shown in Figure 1c , increasing doping induces progressive and significant broadening of the structure peaks (see arrows). We examine peak broadening in terms of lattice strain and crystal size by carrying out Williamson-Hall (WH) analysis, whose results are shown in Figure 2 . Based on the changes in long-range structure, the solubility limit of Yb in ceria can be estimated around 0.35, though more compositional points could be taken to increase accuracy. At the same time, as shown in Figure 1c , increasing doping induces progressive and significant broadening of the structure peaks (see arrows). We examine peak broadening in terms of lattice strain and crystal size by carrying out Williamson-Hall (WH) analysis, whose results are shown in Figure 2 . All curves point roughly to the same intercept, with crystal size estimated in the order of 70-100 nm. Being aware of the limitations of the method when it comes to crystal size, the main result here is that microstrain is by far the most important contribution to peak broadening. In the inset of Figure  2 , the estimated strain parameter ε as a function of µ is plotted, where µ is the amount of Yb in the sample. Since ε increases monotonically with the amount of Yb, we deem the origin of peak broadening to be compositional gradients across the material, which lead to a spread distribution (Δd/d) of the lattice parameter. Table 1 list the results of synchrotron Rietveld refinements. Up to µ = 0.250, the structure is fluorite and a large increase in mean square displacement parameters (msd) is observed. This points to the occurrence of static disorder, i.e., ions occupying different absolute positions in different crystallographic cells, leading to a broader distribution of the electronic cloud and resulting in increased decay of the peak intensity as a function of the scattering angle [34] . All curves point roughly to the same intercept, with crystal size estimated in the order of 70-100 nm. Being aware of the limitations of the method when it comes to crystal size, the main result here is that microstrain is by far the most important contribution to peak broadening. In the inset of Figure 2 , the estimated strain parameter ε as a function of µ is plotted, where µ is the amount of Yb in the sample. Since ε increases monotonically with the amount of Yb, we deem the origin of peak broadening to be compositional gradients across the material, which lead to a spread distribution (∆d/d) of the lattice parameter. Table 1 list the results of synchrotron Rietveld refinements. Up to µ = 0.250, the structure is fluorite and a large increase in mean square displacement parameters (msd) is observed. This points to the occurrence of static disorder, i.e., ions occupying different absolute positions in different crystallographic cells, leading to a broader distribution of the electronic cloud and resulting in increased decay of the peak intensity as a function of the scattering angle [34] . 
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The presence of a static contribution to the msd can be easily demonstrated by recording the temperature evolution of msd with the equivalent not-disordered form; in this case, CeO 2 . The temperature evolution of msd for CeO 2 , Yb125, and Yb250, estimated from NPD Rietveld refinements, is shown in 
The presence of a static contribution to the msd can be easily demonstrated by recording the temperature evolution of msd with the equivalent not-disordered form; in this case, CeO2. The temperature evolution of msd for CeO2, Yb125, and Yb250, estimated from NPD Rietveld refinements, is shown in This effect was already observed in Y-doped ceria and ascribed to the relaxation of O ions towards VOs, which increases the average O-O interatomic distance [18, 35] . This model was first proposed for doped ceria by molecular dynamics [36] . Similar effects were observed on other systems [37] . Such a relaxation can be modeled by creating a 2a × 2a × 2a supercell with a VO and allowing the nearby O ions to relax towards it. Details of this "cluster" model are described in [18] . Because of geometrical constraints, this model can be applied only up to the composition Yb250. In fact, by further increasing the dopant concentration, some O ions are forced to be first neighbor of two different VOs, thus making the model unfeasible. Refinements accounting for O relaxations are shown in Figure 5 and compared with modelling with simple fluorite cells. The refined parameters are reported in Table 3 .
Allowing O relaxations improves the fit significantly, especially for Yb250 where the most VOs are present. The relaxation of cations away from the VO was tested as well, but, as it failed to improve fits with respect to the fluorite model, a different mechanism for cations disordering must be applied. The magnitude of the O relaxation (~0.18 Å) is nearly invariant with doping. However, within the 63 O ions in the supercell, only part of the O ions is relaxed (six for every VO in the supercell), leading to an average shift of ~0.035 Å of Yb125 and ~0.07 Å for Yb250. These values are slightly smaller than those derived from static disorder estimated in the reciprocal space (~0.05 and ~0.08 Å, respectively). This discrepancy suggests that O disorder may be more complex than the simple relaxation of O ions towards an VO, especially because isolated VOs are assumed. Indeed, a signal on the high r side of the O-O peak, corresponding to the O-O distance in Yb2O3, becomes apparent already for Yb250 and grows with Yb-doping. Again, this effect was observed upon Y-doping [23] and found to be consistent with the complex ordering of VOs resembling the structure of C-type. [18, 35] . This model was first proposed for doped ceria by molecular dynamics [36] . Similar effects were observed on other systems [37] . Such a relaxation can be modeled by creating a 2a × 2a × 2a supercell with a V O and allowing the nearby O ions to relax towards it. Details of this "cluster" model are described in [18] . Because of geometrical constraints, this model can be applied only up to the composition Yb250. In fact, by further increasing the dopant concentration, some O ions are forced to be first neighbor of two different V O s, thus making the model unfeasible. Refinements accounting for O relaxations are shown in Figure 5 and compared with modelling with simple fluorite cells. The refined parameters are reported in Table 3 . [23] and found to be consistent with the complex ordering of V O s resembling the structure of C-type.
Local Structure-X-Ray
Experimental X-PDF curves are shown in Figure 4b . By increasing the amount of Yb, the first peak (M-O) contracts, consistent with NPD results. No O-O is observed according to the weak scattering form factor of O compared to Ce and Yb. The second main peak in the X-PDF corresponds to M-M pairs, plus a negligible contribution from O-O pairs. By increasing Yb-doping, the M-M contracts monotonically. In Yb 2 O 3 , this peak corresponds to the shorter of two M-M pairs. The longer one at~4.1 Å is, surprisingly, evident even for Yb250. Like the expansion of the O-O pair observed by NPD PDF, the presence of a second M-M distance is not allowed in a fluorite atomic arrangement. As found previously by Allieta et al. [38] , this demonstrates the occurrence of C-type ordering induced by dopant-dopant pairs. Figure 6 reports the fit of X-ray PDF of the doped samples, using either a single structural model-fluorite or C-type according to the structure determined by Rietveld (panels on the left)-or allowing the coexistence of the two phases at the local scale (panels on the right). The two-phase model significantly improves the fit, especially in the region featuring M-M distances. Similar results were already observed in ceria doped with Y [23, 35] , Sm [25] , Gd [24, 39] , Bi [40] , Zr [41] , Pr, Tb [16] , and La [42] . This is also consistent with recent absorption spectroscopy study, where a bimodal distribution of bond lengths was observed in Y-and Sm-doped ceria compounds [43] . As to lower dopant concentrations, the small magnitude of the peak at 4.1 Å, which is comparable to the nearby ripple, hinders the correct estimation of the C-type fraction. However, in view of the progressive evolution of msd and according to previous investigations on other dopants [23, 25, 39] , we believe that C-type ordering occurs already for smaller concentrations.
In this respect, Yb behaves the same as other dopants. Having refined the relative amount of the two phases in the model, the local structural distortion can be quantified by the fraction of C-type at the local scale (C-frac). Comparison with other systems (data summarized in [25] ) with µ = 0.250 reveals that C-frac observed here for Yb (0.30) is significantly larger than for Gd (0.20), Sm (0.23), and Y (0.24), which points to a larger local C-type distortion. Experimental X-PDF curves are shown in Figure 4b . By increasing the amount of Yb, the first peak (M-O) contracts, consistent with NPD results. No O-O is observed according to the weak scattering form factor of O compared to Ce and Yb. The second main peak in the X-PDF corresponds to M-M pairs, plus a negligible contribution from O-O pairs. By increasing Yb-doping, the M-M contracts monotonically. In Yb2O3, this peak corresponds to the shorter of two M-M pairs. The longer one at ~4.1 Å is, surprisingly, evident even for Yb250. Like the expansion of the O-O pair observed by NPD PDF, the presence of a second M-M distance is not allowed in a fluorite atomic arrangement. As found previously by Allieta et al. [38] , this demonstrates the occurrence of C-type ordering induced by dopant-dopant pairs. Figure 6 reports the fit of X-ray PDF of the doped samples, using either a single structural model-fluorite or C-type according to the structure determined by Rietveld (panels on the left)-or allowing the coexistence of the two phases at the local scale (panels on the right). The two-phase model significantly improves the fit, especially in the region featuring M-M distances. Similar results were already observed in ceria doped with Y [23, 35] , Sm [25] , Gd [24, 39] , Bi [40] , Zr [41] , Pr, Tb [16] , and La [42] . This is also consistent with recent absorption spectroscopy study, where a bimodal distribution of bond lengths was observed in Y-and Sm-doped ceria compounds [43] . As to lower dopant concentrations, the small magnitude of the peak at 4.1 Å, which is comparable to the nearby ripple, hinders the correct estimation of the C-type fraction. However, in view of the progressive evolution of msd and according to previous investigations on other dopants [23, 25, 39] , we believe that C-type ordering occurs already for smaller concentrations.
In this respect, Yb behaves the same as other dopants. Having refined the relative amount of the two phases in the model, the local structural distortion can be quantified by the fraction of C-type at the local scale (C-frac). Comparison with other systems (data summarized in [25] ) with µ = 0.250 reveals that C-frac observed here for Yb (0.30) is significantly larger than for Gd (0.20), Sm (0.23), and Y (0.24), which points to a larger local C-type distortion. The spatial extent of the structural distortion can be estimated through box-car refinements, i.e., by monitoring the structural evolution as a function of the interatomic distance. In this respect, the relationship between fluorite and C-type facilitates the analysis, as described elsewhere [44] , by focusing on the x(M2) structural parameter. Assuming negligibility of the O contributions, the average size of C-type regions embedded in a fluorite matrix corresponds to the r value at which x(M2) goes to zero. Results of box-car refinements are shown in Figure 7 . The r-dependent evolution of x(M2) suggests that both Yb250 and Yb375 have a local structure consisting of C-type domains hosted in a long-range fluorite matrix. In both materials, the C-type domains extend ~9 nm. For Yb500, however, x(M2) does not vary significantly and the structure can be defined as fully C-type. Domain size in Yb250 is smaller than in samples of ceria doped with the same concentration of Y, Sm, and Gd, which feature 10-12 nm domains estimated with the same method [23] [24] [25] .
In other doped ceria systems, increasing the dopant concentration leads to a clear increase of domain size and to the formation of a long-range C-type structure. This effect is softened for Yb. By increasing doping up to Yb375, the C-type domain size does not increase and percolation is achieved as the concentration of Yb forces domains to meet and coalesce in a percolation path [24] . In the framework of previous PDF investigations on other dopants, the hierarchical structure of Yb375 can be defined as C*. From µ = 0.375 on, further C-type distortion is inhibited. The main reason lies in The spatial extent of the structural distortion can be estimated through box-car refinements, i.e., by monitoring the structural evolution as a function of the interatomic distance. In this respect, the relationship between fluorite and C-type facilitates the analysis, as described elsewhere [44] , by focusing on the x(M2) structural parameter. Assuming negligibility of the O contributions, the average size of C-type regions embedded in a fluorite matrix corresponds to the r value at which x(M2) goes to zero. Results of box-car refinements are shown in Figure 7 . The spatial extent of the structural distortion can be estimated through box-car refinements, i.e., by monitoring the structural evolution as a function of the interatomic distance. In this respect, the relationship between fluorite and C-type facilitates the analysis, as described elsewhere [44] , by focusing on the x(M2) structural parameter. Assuming negligibility of the O contributions, the average size of C-type regions embedded in a fluorite matrix corresponds to the r value at which x(M2) goes to zero. Results of box-car refinements are shown in Figure 7 . The r-dependent evolution of x(M2) suggests that both Yb250 and Yb375 have a local structure consisting of C-type domains hosted in a long-range fluorite matrix. In both materials, the C-type domains extend ~9 nm. For Yb500, however, x(M2) does not vary significantly and the structure can be defined as fully C-type. Domain size in Yb250 is smaller than in samples of ceria doped with the same concentration of Y, Sm, and Gd, which feature 10-12 nm domains estimated with the same method [23] [24] [25] .
In other doped ceria systems, increasing the dopant concentration leads to a clear increase of domain size and to the formation of a long-range C-type structure. This effect is softened for Yb. By increasing doping up to Yb375, the C-type domain size does not increase and percolation is achieved as the concentration of Yb forces domains to meet and coalesce in a percolation path [24] . In the framework of previous PDF investigations on other dopants, the hierarchical structure of Yb375 can be defined as C*. From µ = 0.375 on, further C-type distortion is inhibited. The main reason lies in The r-dependent evolution of x(M2) suggests that both Yb250 and Yb375 have a local structure consisting of C-type domains hosted in a long-range fluorite matrix. In both materials, the C-type domains extend~9 nm. For Yb500, however, x(M2) does not vary significantly and the structure can be defined as fully C-type. Domain size in Yb250 is smaller than in samples of ceria doped with the same concentration of Y, Sm, and Gd, which feature 10-12 nm domains estimated with the same method [23] [24] [25] .
In other doped ceria systems, increasing the dopant concentration leads to a clear increase of domain size and to the formation of a long-range C-type structure. This effect is softened for Yb. By increasing doping up to Yb375, the C-type domain size does not increase and percolation is achieved as the concentration of Yb forces domains to meet and coalesce in a percolation path [24] . In the framework of previous PDF investigations on other dopants, the hierarchical structure of Yb375 can be defined as C*. From µ = 0.375 on, further C-type distortion is inhibited. The main reason lies in that the fluorite to C-type domain mechanism is held together by the close affinity between (i) the two crystallographic structures involved, and (ii) the two metal species. Artini et al. [26] proposed cation compressibility as a requirement to form a stable C-type phase, i.e., the ability of a dopant to accommodate the size mismatch-induced pressure change. Increasing the size mismatch between dopant and host Ce 4+ ions, especially in the case of small lanthanides with reduced compressibility, will increase the energy of the domain structures, thus limiting their growth and making more favorable the long-range segregation of an Yb-rich phase.
To rationalize the difference in domain size between Yb and other dopants, one has to consider that the concentration of V O s is defined by electroneutrality and should be, therefore, invariant with the nature of the lanthanide dopant as long as it is trivalent. The larger C-type fraction value observed for Yb implies a larger local C-type distortion, consistent with regions with a higher density of V O s. As the distribution of V O s is spatially limited, the C-type nanodomains have smaller size in the case of Yb compared to other dopants. When dealing with conventional dopants such as Gd 3+ and Sm 3+ , which are bigger than Yb 3+ and have a similar size to Ce 4+ , nanodomains can grow more easily. The strong trapping of V O s by Yb 3+ explains the low ionic conductivity detected for Yb-doped ceria with respect to Sm, Gd, and Y-doped samples at equal T and dopant µ.
Materials and Methods
Ce 1−µ Yb µ O 2−µ/2 samples with µ = 0, 0.125, 0.250, 0.375, and 0.500 were produced using a modified Pechini sol-gel procedure, as described in [45] . Ce(NO 3 ) 3 ·6H 2 O (99%) and Yb(NO 3 ) 3 ·5H 2 O (99.9%) were dissolved into water in due proportions; then an excess of citric acid (99%) and ethylene glycol (≥99%) was added to the solution. A polymeric gel was obtained after water evaporation upon heating and stirring. The gel was burned at 500 • C for 3 h after 3 • C/min ramp rate in a Nabertherm ashing furnace. The products were pressed uniaxially and annealed at 900 • C for 3 days. Hereafter, samples will be named as "Yb", followed by the corresponding µ Yb amount. Commercial Yb 2 O 3 (99.9%) was used as the reference undoped materials. All chemicals were bought from Sigma-Aldrich (Milan, Italy) and used as received.
Synchrotron diffraction data were collected at the high resolution powder diffraction beamline (ID22) of the ESRF, Grenoble, France. The powdered samples were filled into 0.7 mm polyimide (kapton) capillaries and spun during acquisition at a temperature of 90 K. X-ray wavelength was λ = 0.32635 Å. PDF data were recorded with the same high-resolution setup and wider 2θ scans, in order to reach Q max = 25 Å −1 .
NPD data were collected at the ILL (Grenoble, France) [46] on samples contained in V cans, placed into a cryostat. As for reciprocal space analysis, data were collected from 5 to 300 K at the D20 instrument, working at λ = 1.3593 Å, recording patterns upon heating every 25 K on samples Yb125 and Yb250 and every few K for CeO 2 . The d4c instrument was exploited for obtaining PDF data on all the specimens, with incident neutron wavelength λ = 0.4975 Å to achieve Q max = 23.5 Å −1 . PDF data were collected at 90 K, to minimize thermal motion consistently with synchrotron datasets, and reduced using the proprietary software of D4c beamline [47] .
Rietveld refinements of both X-ray and neutron datasets were performed with the software GSAS [48] . X-ray PDF data were reduced using pdfgetX2 [49] , correcting all scattering contributions except the coherent scattering from the sample (capillary, absorption, Compton, fluorescence, etc.). Modelling of PDF data was performed via PDFgui [50] . Size and strain estimation was carried out by using the Williamson-Hall approach [51] , where crystal size D and lattice strain ε are derived according to the following equation:
where β is the integral breadth of the diffraction peak.
Conclusions
The average and local structure evolution of ceria specimens with different Yb loadings was investigated, coupling synchrotron and neutron diffraction. Up to µ = 0.250, long-range fluorite structure is maintained, even though evidence of static disorder is clear. C-type local ordering is suggested by the observation of further M-M distances in X-ray PDF, and longer O-O pairs by neutron. The extent of the C-type distortion is approximately 10 nm. This picture recalls the one already observed for many other dopants. However, by further increasing Yb doping, the C-type distortion is less pronounced. The C-type domains do not grow further, with the local scale distortion being more important than for other dopants. The size difference between Yb +3 and Ce +4 becomes so important that a mixed Ce-Yb C-type is destabilized, consistent with the long-range phase separation reported in the literature. 
